Comparison of calculated and measured EPR properties for the stable alkoxy radicals
In line with previous studies 1 , only the calculated EPR properties of the O4-centered alkoxy radical can be matched to the experimental magnetic resonance data 2 . This, again, confirms that it is not the O1-and O2-centered species that are observed in irradiated rhamnose crystals but only the O4 alkoxy radical.
A comparison of calculated g-tensors with their experimental counterparts is shown in Table 1 . The overall symmetry and magnitude of the g-tensor matches excellently with the measured g-tensor and calculated and measured eigenvector directions deviate by only a few degrees.
For the hyperfine couplings of the O4-centered radical (see Table 2 ), the differences between the calculated and measured properties are somewhat larger, but the agreement is nevertheless convincing. Some corrections to the experimental data as suggested by Pauwels et al.
1 have been applied here as well. All hyperfine couplings reported by Budzinski and Box 2 for the O4• radical were reproduced in the present computations, although couplings are not all assigned to the same atoms to which they were assigned by Budzinski and Box.
The overall agreement between theory and experiment is very good, apart from two inconsistencies: the magnitude of the H4 isotropic coupling is only about 40% of the experimental value, and two of the H2 eigenvector directions differ more than 20° from their experimental counterparts. The hyperfine coupling tensors of alkoxy radicals are however difficult to calculate accurately and very susceptible to even minute differences in the spin density distribution. 1 Sign of the experimental tensor has been inversed. 2 Experimental tensor has been changed in accordance with Pauwels et al. 1 .
